Two new 8,14-dihydromorphinandienone alkaloids were isolated from the dried leaves of Croton micradenus. Spectroscopic analysis established their structures as trans B/C-4-hydroxy-3,6-dimethoxy-5,6-didehydromorphinan-7-one and cis B/C-4-hydroxy-3,6-dimethoxy-5,6-didehydromorphinan-7-one to which we have given the name of norocobotrine and nildahilline.
The genus Croton is well known for the production of alkaloids of various types, including morphinandienones [1] . In Cuba is represented for 45 species, 28 of them being endemics [2] . We have reported recently [3] the isolation and structure elucidation of three known morphinandienones and one aporphine alkaloids from the ethanolic extract of the leaves and steam barks of of Croton micradenus, a plant used in the treatment of numerous diseases in Cuba, where it is popularly known as milona. Herein, we report the isolation and structure elucidation of the new two new minor morphinandienone alkaloids, norocobotrine and nildahilline.
Compound 1 was a white crystalline substance with a molecular formula of C 18 H 21 O 4 N, as assigned by mass spectrometry. The mass spectrum showed the molecular ion at m/z 315 (100 %) and a fragmentation pattern with peaks at m/z 300 (M-CH 3 + ; 73), 272 (M-CO + ; 24), and 178 (M-C 8 H 9 O 2 + ; 20), consistent with fragments of a morphinandienone alkaloid skeleton [4] . The absence of a fragment at m/z 45 also supported the argument that the junction between the rings B and C is trans, since the cis-compounds all give a relatively high intensity peak for this fragment [5] . The IR spectrum showed absorptions due to a hydroxyl group (3460-3420 cm -1 ), aliphatic CH (2960 cm -1 ), , unsaturated carbonyl (1699 cm -1 ), and aromatic groups (1630, 1600, and 1500 cm -1 ). The 1 H NMR spectrum showed an AB system with doublets at  6.67 and 6.76 ppm (H-1and H-2, respectively; J = 8.4 Hz). A singlet at  7.74 is typical of a -olefin proton (H-5) in ,-unsaturated carbonyl compoundswith a trans B/C union [6] .Two singlets at 3.64 and 3.90, each integrated for three protons, indicate the existence of two methoxyl groups. The 13 C NMR spectrum showed a signal at  194.4 (s, C-7) for the ,-unsaturated carbonyl atom,  54.8 (s, C-6-OMe) and  56.3 (s, C-3-OMe). The lack of a methyl signal at  2.30 in the 1 H-, and  42.0 in the 13 C NMR spectra corroborates a nor-structure. Complete assignments of all the protons and carbons are given in Table 1 . The strong NOE interaction between H-8ax and one of the protons at C-15 in the NOESY experiment proved that the junction between the tings B and C must be trans and not cis. In the latter case, one would expect a NOE interaction between H-14 and one of the protons in C-15, but this was not observed. ; 14 %), and 45 (C 2 H 7 N + ; 18%). The relatively weak molecular ion peak and the characteristic fragment peak at m/z 45 supports a cis junction between the B and C rings [7] . The IR spectrum showed absorptions due to a hydroxyl group (3410 cm -1 ), aliphatic CH (2940 cm -1 ), - unsaturated carbonyl (1699 cm -1 ), andaromatic groups (1630, 1590, and 1499 cm -1 ). The interpretation ofthe 1 H-1 H and 1 H-13 C COSY spectra and literature NMR data [6] , allows the assignation of each proton and carbon atoms of the new structure.The 1 H NMR spectrum showed two singlets at  3.69 and 3.87, corresponding to two methoxyl groups. The absence of a NCH 3 signal indicates the presence of a nor-derivative. The aromatic area showed the presence of three signals corresponding to the same number of protons ( 6.65, 6.67, and 6.72 belonging to H-1, H-5, and H-2, respectively). In the 1 H-1 H COSY spectrum, "off resonance peaks" were observed between the signal appearing at δ 3.30 and those at δ 3.18, 2.90, and 2.54. Besides, the signal at δ 3.18 with a doublet of doublet shape (J gem = 18.26 Hz and J H9-H10 = 5.95 Hz) shows an interaction with the signal appearing at δ 2.90. This information permits the assignation of H-9 (3.3 ppm), H-10 eq (3.18 ppm), H-10 ax (2.90 ppm) , and H-14 (2.54 ppm). The signal at δ 2.88 has off resonance peaks with the ones at δ 2.71, 2.08, and 1.78. They belong to the spin system of the H-16 eq , H-16 ax , H-15 eq , and H-15 ax , respectively. Strong interactions exist between the signal of H-14 and the ones appearing around δ 2.42, assigned to the H-8 protons. The 1 H-13 C COSY spectrum allows identification of the different carbon atoms of the structure. Table 1 shows the coincidences and differences between the new alkaloids and similar ones described in the literature.
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Experimental
General: MP, MHK Franz Kuesher; UV, Specord; IR, PyeUnicam SP1100; MS, Jeol DX-300; 1D and 2D NMR, Bruker AC 250 F spectrometer; Optical rotation, Polartronic (Universal) polarimeter; Column and thin layer chromatography were carried out on silica gel; compounds were detected by spraying with Dragendorff's reagent.
Plant material: C. micradenus Urb. was collected in Buena Vista, Guantánamo, Cuba, and identified by MSc. Ramona Oviedo Prieto. A voucher specimen (number HAC 41194) is retained in the Herbarium of the Institute, CITMA, Havana, Cuba.
Extraction and isolation:
The dried (40°C) and ground leaves and steam bark of C. micradenus (7.5 Kg) were extracted with EtOH at room temperature (4 times x 24 h) to give 310.8 g of residue upon evaporation in vacuo. This was partitioned between 0.5 N HCl and benzene-ethyl ether (1:1). The aqueous layer was adjusted to pH 9 with KHCO 3 and extracted with CHCl 3 -EtOH (2:1). Evaporation of the solvents gave raw material (30.5 g), which was chromatographed over silica gel using CHCl 3 -methanol mixtures. 
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